Pentafluoropyridine (PFP) undergoes fast structural isomerisation to fulvenes when irradiated with 9R(16) CO2 laser line in the fluence range 0.5-1.5 J/cm2. The unstable fulvenes slowly decay back to PFP in ms time scale. No detectable permanent dissociation of PFP was observed in the above low fluence experiments. However, by using focused CO2 laser beam for the irradiation of PFP, an emission of light in the visible/near-UV was observed. The time evolution of the luminescence reveals three peaks at 390, 460 and 500 nm on a broad background emission of 300-680 nm. These bands are assigned to the fluorescence of PFP via inverse electronic relaxation (IER) and C2 Swan bands. On prolonged irradiation of PFP in focused condition a small extent of permanent dissociation was observed with the major products as C2F4, a sooty yellow deposit and another compound presumed to be Dewar PFP.
The radiationless internal conversion of electronic energy to the ground electronic state vibrational energy in isolated molecules has been used as a method of preparing vibrationally excited molecules. 1 '2 In contrast, strong vibrational excitation of a molecule by means of pulsed IR laser may induce internal energy transfer to the molecule's electronic excited state. Such a process is usually followed by emission of light in the visible or UV. This has become a current topic of active experimental and theoretical investigation. [3] [4] [5] [6] This process, known as inverse electronic relaxation (IER), has become feasible with the development of IR multiple-photon excitation (IRMPE) Recently there are studies on the photophysics and photochemical isomerisation reactions of benzene, pyridine and their perfluoroanalogues. 7'8 The formation of Dewar-type isomer is known for hexafluorobenzene, pyridine and pentafluoropyridine (PFP) by ultraviolet excitation. 8'9'l.Recently Ratajczak et at the windows was low and the high fluence reaction volume was small. When the sample was irradiated at 1076 cm-1, there appeared a whitish blue light emission, from within the beam, at each laser pulse.
The luminescene spectra recorded 400 ns after the CO2 laser pulse is shown in Figure 7 . The spectra exhibits three peaks at 390,460 and 500 nm respectively. The steady state broad fluorescene spectra of PFP at the excitation wavelength of 260 nm is also shown in the same Figure. The time dependence of the luminescene at 380 and 520 nm is shown in Figure 8 . 
